Abstract: , from green rust (GR) group, is difficult to quantify due to its reactivity and its small concentration in soils and sediments. Chemical extractions with citratebicarbonate (CB) reagent, in kinetic mode, can be used for a pre-diagnosis. Performed by steps (0, 1, 6, 48, 168 and 504 h), the proposed protocol was applied on samples from Gleysol of Fougère's forest with mineralogical controls by Mössbauer and XRD (X-ray diffraction) after each step of extraction. In less than 6 h, the first fraction extracted is composed of 70% Si, 80% Al, 23% Fe and 80% Mg of total element extractable by CB and is ascribed to the "indefinable mineral mixture Si-Al-Fe" named by Tamm. Between 6 and 168 h, the second fraction extracted is composed of Fe and Mg with a constant mole ratio Fe/Mg equal to 10 and is ascribed to the fougerite-GR phase. Analysis of XRD pattern and of Mössbauer spectra confirms: (i) all the other mineral phases containing Al, Mg, Si were not dissolved by CB after 6 h; (ii) the CB treatment extracts fougerite-GR completely. The residual fraction is composed of components not dissolved by CB extraction. Thus, the selectivity of CB can be used to quantitatively estimate the presence of fougerite-GRs in soils and sediments.
Introduction
In many environments, iron (Fe) minerals play a major role in biogeochemical cycles as electron donor and acceptor in oxidoreduction reactions. Soil genesis and properties are frequently influenced by Fe in soil solution and in minerals [1, 2] . Many years ago, blue and green colors in reduced soils were associated with ferrous iron in solution and mixed Fe 2+ and Fe 3+ hydroxides, known as green rusts (GRs) [3] [4] [5] . They were suspected but unidentified in soils [6] . Natural GRs were recognized in soils for the first time by Trolard et al. [7, 8] and fougerite, the natural GR, has been approved as a new mineral by the International Mineralogical Association (IMA) with the number 2003-057 [9] . Fougerite is a mixed M(II)-M(III) hydroxide of the GR group (or Layered Double Hydroxides LDH), where M(II) can be Fe or magnesium (Mg), and M(III) Fe. The general structural formula is [(Fe 2+ , Mg 2+ )1−x Fe 3+ x (OH)2] x+ [x/n A −n , mH2O] x− , where x = Fe 3+ /(Fe + Mg)tot., A is the interlayer anion and n its valency, with 1/4 ≤ x ≤ 1/3 and m ≤ (1 − x). The structure of GRs and parent minerals can accommodate a variety of anions, such as OH − , Cl − , CO3 2− , SO4 2− [9, 10] . Iron control and equilibria between soil solution and natural GRs were demonstrated in hydromorphic soils and constrain a narrow range of the GRs chemical composition [11, 12] .
Understanding the thermodynamic conditions of precipitation, equilibrium, and dissolution of natural or synthetic GRs is fundamental both to the current functioning of soils and sediments and to the genesis of iron-bearing geological formations. Under the geochemical and thermodynamic conditions prevailing in the oceans during the Precambrian era, GRs played a fundamental role in the genesis of iron formation [13] and even likely in the origin of life [14] . These geochemical conditions are similar to those currently being measured in reductive soils. The study of the thermodynamic equilibria between natural GRs and soil solution made it possible to establish a ternary solid solution model [10, 15] taking into account the partial substitution of Fe 2+ by Mg 2+ [16] . There is a complex nexus of interactions between GRs, trace metals and metalloids. For example, GRs rapidly and completely reduce chromate (Cr(VI)) into Cr(III) [17] . Conversely, aqueous Fe(II), that can be released by GRs dissolution, can promote recrystallization of Cr-substituted goethites [18] with liberation of Cr in solution. In addition, the presence of certain metalloids such as arsenic (As) or antimony (Sb) [19] or changes in oxidation-reduction conditions [20] influence the precipitation or transformation of synthetic GRs.
GRs are unstable in air and transform easily by oxidation into Fe 3+ -oxides (lepidocrocite, goethite); this transformation is accompanied by a color change of the sample from blue to ochre [1] . A special cell is necessary to keep the sample in nitrogen or argon atmosphere [7] . Thus, natural GRs are difficult to conserve, describe and analyze. XRD (X-ray diffraction) patterns, recorded on soils, fail to provide clear evidence about fougerite-GR mineral due to the diffuse and dilute nature of this mineral and the frequent presence of other dominant minerals such as kaolinite, whose diffraction peaks are very close to those of synthetic GRs, except with special data treatment with DECOMPXR software [15] . Chemical analyses of the whole soil could be performed but the natural mineral cannot be separated due to its labile character. Therefore, it is necessary to use more sensitive and specific techniques namely Mössbauer spectroscopy [7, 8, 12] or X-ray absorption spectroscopy at the Fe-K edge [16] .
Beyond these strict mineralogical characterizations, some chemical methods have been developed to quantify specific reactive compartments after dissolution. Chemical extractions have been commonly used in soil science with this objective and the results used to compare soils from different origins [2, 21] . Thus, several chemical reagents have been used to distinguish organic and/or mineral fractions and then to define diagnostic horizons and properties. Though these extractions are not specific of well-known mineralogical phases [1, 22] they have been frequently used to define reference soil groups affected by different pedogeneses [23] . For example, organically bound Fe and aluminum (Al) can be extracted with a pyrophosphate solution. Free Fe, manganese (Mn) and Al in soils can be extracted using Dithionite-Citrate-Bicarbonate (DCB) reagent at high temperature, i.e., 60 °C [18] or at room temperature with a kinetic procedure [24] [25] [26] . Short-range-ordered or amorphous Fe, Al, and silica (Si) compounds are commonly extracted by an acid ammonium oxalate solution [27] particularly to refine XRD patterns on clay minerals [28] or by extraction by CB reagent [26] in alkaline conditions with the advantage that clay minerals are not dissolved. However, the procedure with ammonium oxalate cannot be used to dissolve GRs because oxalate anion can be incorporated in the structure to form a stable oxalate-GR [10] . Nevertheless, the CB reagent, i.e., DCB without the reductive contribution of dithionite, can be used to dissolve completely, in a few hours, synthetic GRs [7] . However to validate this procedure as a specific means of quantifying the amount of natural GR-fougerite in a soil sample, it is necessary to study the kinetics of elements released in solution associated with mineralogical controls step-by-step on the solid residue. This approach was used to define all the duration of common extraction procedure and sometimes to explain the association or the substitution of a specific element in some mineralogical phases [29, 30] .
Currently, there is no easily accessible method to identify GR, or to quantify the substitution of iron by magnesium. Therefore, this paper aims at assessing the selectivity of CB reagent to dissolve natural GRs and proposes a protocol to estimate their quantity present in soils or sediments by measurement of Fe and Mg dissolved with CB extractions. The adopted strategy is founded on: (i) analyzing the Si, Al, Fe and Mg concentrations released by CB extraction as function of time and (ii) controlling by XRD and Mössbauer spectroscopy the evolution of mineral phases in the residue during these extractions.
Materials and Methods

Sampling Site
The soil profile studied is localized in the domanial forest (15 km 2 ) at Fougères in Brittany, France (48°25' N, 1°10' W). Climatic conditions are oceanic, influenced by the Channel sea (50 km to the North) and the Atlantic Ocean. Vegetation is composed with oak and especially beech and minor species (holly, fern, nettle, and bramble). Altitude is 180 m above sea level at the bottom of a hill cut by numerous thalwegs into small watersheds, about 800 m long. The site is located near a spring, at about 200 m from the top of a hill. Soils are developed in a granitic saprolite (several meters thick) derived from the weathering of a granodiorite with cordierite. This saprolite is covered by two different silty formations. The deeper one is the result of in situ saprolite evolution and the second one is a loess deposition during the last glaciation (Weichselian), as evidenced by the discontinuities in grain size distribution at 30 and 70 cm depth ( Table 1 ). The clay fraction, i.e., particle size < 2 µ m, is maximum near 65 cm at the top of granitic saprolite. The profile chosen is situated in a soil catena made of Cambisols upslope and Gleysols downslope [21] . Table 1 . pHwater, pHKCl, carbon contents, total cation exchange capacity (CEC) and particle size distribution for the different horizons. 
Soil Analysis
Total C of the initial soil was determined by dry combustion with an element analyzer (CHNS-O EA 1108, Carlo Erba Instrument). Cation exchange capacity (CEC) was measured by the cobaltihexamine method at soil pH [31] . The pH water and pH KCl were measured according to the NF ISO 10390 standard at a soil/water volume ratio of 1:5 [21] .
Soil Sampling
The soil sample was collected in the reductic horizon (Cg) in a large volume (a few dm 3 ) with the surrounding soil solution and maintained under anoxic conditions in an airtight box without sieving or air-drying. All the manipulations of this soil sample were performed inside a glove box under N2 atmosphere and with an oxygen trap. The permanence of the original blue or blue-green colors during all experiments is used as a preservation criterion.
Chemical Extraction Procedure with CB
In the glove box, 500 mg of soil sample were mixed in a polypropylene bottle with 50 mL of CB reagent. Soil/solution ratio is ca. 1 for 100 in weight. To prepare CB reagent, mix 9.82 g of sodium bicarbonate NaHCO3 (M = 84 g·mol −1 ) with 78.43 g of tri-sodium-citrate Na3C6H5O7, 2 H2O (M = 294.1 g·mol −1 ) in 1 liter of ultra-pure water [30, 32] . CB extractions were realized in separate bottles during 1, 6, 48, 168, 336 and 504 h with one repetition at each time of reaction. All samples were shaken three times a day. Extraction solutions were collected and filtered at 0.45 μm under N2 atmosphere immediately with Millipore TM filters and then acidified with supra-pure HNO3. Analyses of Si, Al, Fe and Mg were quickly performed by inductively coupled plasma-atomic emission spectrometry (ICP-AES); the relative precision of measured concentrations ranges from 2% to 5%.
X-Ray Diffraction
XRD patterns were recorded on soil samples using a Siemens D5000 (40 kV, 20 mA) diffractometer with a graphite monochromator, Bragg-Brentano geometry, and Co-Kα1 radiation (λ = 1.7890 Å ). The dwell time in the 2-45° interval (2θ) was set to 1 s per 0.02° step (i.e., a total of about 1 h) on a rotating sample. The main crystalline phases (starting at a few percent) were indexed using Diffrac-AT software linked to the 1998 JCPDS database. Initial soil sample was also saturated with K, Mg and ethylene-glycol or heated to 350, 450 and 550 °C following the classical protocol to distinguish the main clay minerals [2, 33] . XRD patterns were also recorded after 168 h of CB extraction on the initial soil sample. Collected after filtration under N2 atmosphere inside the glove box, this treated sample was analyzed into an airtight cell specifically built up for this diffractometer. Then, this soil sample was heated at 550 °C and another XRD pattern was recorded.
Mö ssbauer Spectroscopy
As any Mössbauer spectrometer dedicated to iron, the instrument consists of (i) a source of 14.4 keV γ-ray, (ii) a drive generating by Doppler effect a variation of the incident wavelength, and (iii) detectors. Thus, Mössbauer spectrum is presented with the velocity of the source in mm·s −1 in abscissa and the number of γ-rays emitted by the soil sample in ordinate. The instrument, initially designed for Mars missions requires high detection efficiency. Our Mössbauer spectrometer operates in backscattering geometry and not in classical transmission [34] . The comparison of spectra obtained by transmission or backscattering did not show any significant experimental differences [34] . Backscattering geometry is not influenced by the sample thickness. The main disadvantage is the secondary radiation caused by primary 122 keV radiations, for which an effective shielding of the detectors was designed. Si-PIN diodes were used as detectors, with efficiencies nearly 100% and 65% for 6.4 and 14.4 keV radiations, respectively. The velocity was calibrated with a 25 μm foil of α-Fe at room temperature (RT) and the isomer shifts will thus be given with respect to this reference. The electron density at the nucleus determines the isomer shift δ. Thus, δ reflects specifically the oxidation states: Fe 2+ or Fe 3+ . The quadrupole splitting ∆EQ originates from non-uniform charge density and electric field gradient interactions with the iron nucleus. ∆EQ is influenced by the crystallinity, specifically by site distortion [1] . Our Mössbauer spectroscopy measurements were always done at RT. The Mössbauer spectra were fitted with Lorentzian functions. A set of free parameters was then adjusted to minimize a goodness-of-fit criterion, the χ 2 . The free parameters are those that are only mutually bounded via the χ 2 minimization procedure. These parameters are the isomer shift δ, the quadrupole splitting ΔEQ, the widths at half maximum and the height of the peaks, constrained to be equal for both lines of the doublet. The precision obtained on the x = Fe 3+ /Fetot. ratio is better than the precision on each individual doublet, as errors partly compensate, and can be estimated as ±0.01 by analyzing several samples several times. Quality of spectra depends essentially on iron concentration in the samples and duration of acquisition. The relative abundance of components is obtained by integration of the corresponding areas. Line intensities are directly proportional to the site abundance and vary from a mineral to another. Collected after filtration under N2 atmosphere inside the glove box, these residual solid soils were placed into an airtight cell specifically built up for this Mössbauer spectrometer. Mössbauer spectra were recorded after 6, 48, 168 and 504 h of CB extraction on the initial soil sample.
Results
The original blue-green color of samples was preserved during all experiments, which indicates that reductive conditions were maintained in the glove box. Oxidation of soil sample, i.e., transformation of fougerite-GR to lepidocrocite [1] , would have been easily detected by the ochre coloration and the 6.26 Å peak on XRD patterns, that was not observed (cf infra).
Kinetic Selective Extractions
Kinetic extraction of Si, Al, Fe and Mg by CB show different behaviors with time ( Figure 1 ). Cumulative extracted fraction is expressed in percentage of the total absolute concentration of the element in the soil. Cumulated concentrations of Si extracted by CB were 1.3% after only 6 h and reached slowly 1.8% after 504 h ( Table 2 ). Kinetic extraction of Al followed another pattern: Al extracted by CB increased quickly to 9.4% till 6 h and gradually until 48 h to reach 11.8% and remained constant till 504 h. Cumulated concentrations of Fe and Mg extracted by CB showed a pattern with three stages: at first, Fe and Mg concentrations in solution increased quickly respectively to 22.9% and 55.8%. During the second stage, between 8 and 168 h, Fe and Mg were released linearly till 97.1% and 69.1%, respectively until 168 h. Finally, Fe and Mg remained constant from 168 to 504 h. (Figure 2 ) [30] . These elements never showed continuous and simple congruent dissolution. After 1 h of extraction by CB, the couples (Fe, Si), (Fe, Al) and (Al, Si) were close to the 1:1 bisector, corresponding to a congruent dissolution. Nevertheless, after 6 h, only the couple (Al, Si) was still close to the bisector. After 6 h, all couples of elements were far away from the bisector or crossed it at the end of the extraction by CB, which does not allow for an unequivocal interpretation of these extraction data. Only Mg was significantly present as exchangeable ions (Table 2 ) and is quickly released before iron phases. 
XRD Patterns
Even after 168 h of CB treatment, none of the main peaks of silicates were significantly affected. The raw diagrams, with the different treatments presented in material and methods, are shown in Figure 3 . For the initial sample, quartz (Q: 3.34 Å ), K-feldspar and plagioclase-feldspar (F: 3.23 and 3.19 Å ) are identified. The 7.1 Å peak, which disappears after heating at 550 °C, is characteristic of kaolinite (K). The 9.94 Å peaks, that does not collapse with K saturation (raw diagram not shown), can be ascribed to illite (I). The 14.1 Å peak that does not collapse with K or ethylene-glycol saturation as with true vermiculites (V) but disappears on heating and shifts to 12.14 Å can be assigned to an intergraded mineral (IT) with some hydroxyl-ion interlayer because true chlorites would shift to 10 Å . After 6 h of CB extraction (not represented here), peak of interstratified minerals appears between 14.1 and 9.95 Å and persists unchanged until the end of the extractions (see XRD pattern of soil sample + 168 h CB). No iron oxide or oxy-hydroxide have been observed by XRD.
Mö ssbauer Spectra
Mössbauer spectra measured at RT with the computed hyperfine interaction parameters display the same characteristic quadrupole ferrous and ferric doublets as the fougerite obtained in situ [12] . Mössbauer spectrum of initial soil sample before CB treatment is given on Figure 4 . Hyperfine interaction parameters obtained from computer fitting with Lorentzian-shape lines are given in Table  3 . All the spectra had to be fitted with three quadrupole doublets. D1 and D2 correspond to ferrous ion sites and D3 correspond to ferric ion sites. According to the crystal structure of GR, the Mössbauer spectra of the compound were first fitted with only two doublets D1 and D3 for each crystal site. This fit proved unsatisfactory and then the D2 doublet had to be added. These parameters correspond to the description of fougerite (IMA 2003-057) [9] . No other iron phases have been observed, the x = Fe 3+ /Fetot. mole ratio was 0.43 and global spectrum quality was excellent. Table 3 . Hyperfine interaction parameters of Mössbauer spectra obtained at room temperature. D1, D2 and D3 are the three doublets (cf. Figure 4 ). δ is the isomer shift (in mm·s −1 ) with respect to the α-Fe foil reference, ΔEQ is the quadrupole splitting (in mm·s −1 ) and RA is the Relative Area of the components (in %). x = Fe 3+ /Fetot. is equal to the relative area of D3 doublet; the estimation error on x is ± 0.01. 
Samples
Discussion
In these selective extractions CB acts only as a single complexing agent in a medium, which is slightly alkaline (pH 7.8) by the buffering effect of sodium bicarbonate [32] . Thus, results show that three different compartments of reactivity can be distinguished by CB extractions as a function of time (Figure 1 ).

The first fraction, F1, extractable for a duration less than 10 h, is composed of an "indefinable mixture" of Al, Si, Fe and Mg. During this step, 70% Si, 80% Al, 23% Fe and 80% Mg extractable by CB are released in solution.
The second fraction, F2, extractable between 6 and 168 h, is essentially composed of Fe and Mg. During this time interval, 520 mmol kg −1 of Fe and 54 mmol kg −1 of Mg are released in solution with a constant mole ratio Fe/Mg equal to 10, whereas the Al and Si amounts are negligible.
The third fraction, F3, is composed of the residual minerals, which are not dissolved by CB extraction.
The most labile mineral fraction F1 is very frequent in soils and, since 1922, Tamm proposed an extraction method based on the use of ammonium oxalate to remove it from solids, particularly from the clay fraction, and improve the quality of X-ray diagrams [28] . Tamm's method is one of the methods of selective extraction commonly used in soil science (e.g., [1, 22] ), but it is less selective than CB extraction because it acts on the solid by a double mechanism: complexation by oxalate and acid dissolution at pH 4.5 [30] .
Peak positions and intensities of the identified clay minerals (kaolinite, illite, vermiculite) were similar to those of the initial soil sample. Analysis of XRD pattern obtained after 168 h of CB treatment confirms that silicate minerals were not dissolved [35] . This previous result obtained by extraction with a buffered sodium dithionite solution on soil clays [35] was confirmed by extraction with a sodium-citrate solution on a dried and sieved soil sample from a nearby site [36] . Furthermore, cumulated concentration of Si extracted by CB treatment was very low and reached its maximum-1.3% of absolute total concentration in the soil-only after 6 h.
Al extracted by CB is a very small fraction of total Al (less than 2%); it can be assigned essentially to intergrade vermiculites. Ethylene-glycol saturation and displacement of the peak to 12.14 Å can be assigned to an intergrade mineral with some hydroxyl-ion interlayer as Al [33] . The presence of Al in the interlayers of vermiculites has been described long ago [37] . During this experimentation, Al was quickly extracted by CB: after just 6 h, ca. 75% of Al extractible after 504 h was reached and 100% after 48 h. This rate of Al extraction cannot be explained either by (i) the dissolution of silicate minerals because they are not dissolved; (ii) or by the dissolution of Al oxides because there is not any peak on XRD pattern [29] ; (iii) or by the contribution of exchangeable Al because Al reached only 1 mmol(+)·kg −1 soil significantly lower than the CB extracted concentration (Table 2) . Thus, intergrade vermiculites are the major phases to explain these concentrations of extractable Al by the CB. In addition, for the 12.35 Å peak of the XRD patterns, the width at half height was broader and the height of the peak was twice less intense after the CB treatment and after the heating at 550 °C. These results are consistent with another study with soil samples from the same site [36] . The authors identified these minerals as intergrade vermiculite with hydroxyl-ion interlayer: Al (mainly) and Fe. They realized extraction with sodium-citrate and after the extraction of high amounts of Al, the mineral with 14 Å peak behaved as true vermiculite. They confirmed these results with another approach: the analysis of the thermodynamic equilibria between these minerals and the soil solution. This complex paragenesis is classical in acid brown soils (Luvisols, [21] ) on granite under oceanic climate.
From 0 to 168 h, CB extracted more than 97% of total Fe in the soil and then fougerite-GR could not be identified by Mössbauer spectroscopy. CB extraction of Fe showed two main stages. The first one, from 0 to 6 h, corresponds to the fougerite-GR phases extractible with CB and the iron minerals easily extractible by CB with the same kinetics than Al or Mg in intergrade mineral or easily extractible iron phases [29] . Al, mainly, and Fe were both present as some hydroxyl-ions in the interlayer of intergrade minerals and Al and Fe could be simultaneously extracted from intergrade minerals by successive citrate extractions [36] . The second stage occurred from 6 to 168 h and corresponds mainly to the fougerite-GR phase extractible with CB because all the other mineral phases containing Al, Mg, Si were not dissolved by CB after 6 h.
For Mössbauer results, in the initial soil sample, x ratio was 43% and after kinetic extraction by CB decreased continuously until 34.6% after 48 h. These values of x ratio are consistent with the field observation: from 0.34 to 0.64 [12] .
Global quality of Mössbauer spectrum was still good after 6 h of CB treatment ( Figure 4) ; but after 48 h of the CB extraction, peak intensities were smaller and differences between the experimental data and the computed curve were larger for this spectrum. A smaller amount of fougerite-GR could explain this spectrum quality. We have a confirmation of this trend with the total absence of Mössbauer spectrum (not shown) after 168 and 504 h of CB extraction (Table 3 ). This result is consistent with the first evidence of CB selectivity to dissolve synthetic GR [7] .
The concentrations of Mg extracted by CB were close to the maximum values after 6 h of CB treatment. Mg originates mainly from fougerite-GR. Figure 2 shows that both Fe and Mg are released congruently between 6 h and 154 h of extraction. Thus, the Mg proportion in fougerite-GR can be quantified from CB extraction and estimated to 10%. Relative differences between extracted amounts of Mg after 6 h and maximal values were close to 5%. This confirms the partial substitution of Fe 2+ by Mg 2+ in fougerite observed by EXAFS and XANES [16] .
Conclusions
Oxidoreduction processes couple biogeochemical cycles of Fe and many elements. Fougerite is a major ferriferous component of soils and sediments, and interacts with many major (Mg, N, S), minor or trace elements, both metals (Cu, Hg, Ag, Au) and metalloids (Se, As, Sb). Its large reactivity involves abiotic and biotic processes. Extraction by CB in a kinetic mode can be used to establish a pre-diagnosis of occurrence of fougerite-GR mineral in soils and allows for quantifying its, especially in reductive environments. The procedure can be transposed to sediments. The disappearance of fougerite-GR, attested by Mössbauer spectroscopy, and the dynamics of Fe and Mg extraction by CB in kinetic mode prove the selectivity of CB procedure to dissolve fougerite-GR. The proposed protocol is given in Annex A. It is easier and cheaper than sophisticated spectroscopies, and well suited for soil survey studies. It allows for a first characterization and selection of samples for further studies e.g., by Mössbauer spectroscopy. In addition, analysis of elements released correlatively with Fe allows for identification of elements associated with fougerite by substitution or adsorbed on soil solid components.
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